The supporting information contains the experimental part, synthesis route for monomers and polymers (Scheme S1), absorption spectra of the polymers in chloroform solution (Fig. S1 ), electrochemical properties and LUMO offset ( Fig. S2 and Table S1 ), X-ray diffraction patterns of the thin films of DPP polymers (Fig. S3 ), ambipolar transfer characteristics for FETs for the DPP polymers (Fig. S4 ), the influence of solvent additive on device performance (Table S2) (Fig. S6-S16 ). Co. and recrystallized from isopropanol before use in polymerization reactions.
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as the internal standard. Molecular weights were determined with GPC at 140 °C with CHCl 3 as the eluent for PDPP2TBP or 80 °C with o-DCB as the eluent for F1 and F2-PDPP2TBP on a PL-GPC 120 system using a PL-GEL 5u MIXED-C column and against polystyrene standards. Electronic spectra were recorded on a Perkin Elmer Lambda 900 UV/vis/nearIR spectrophotometer. AFM images were taken on a Veeco MultiMode AFM connected to a Nanoscope III controller operating in tapping mode using PPP-NCH-50 probes (Nanosensors). TEM was performed on a Tecnai G XRD was measured on a Bruker D4 Endeavor diffractometer using Cu Kα radiation with a wavelength of 0.15406 nm. Scans were done from 2 -35 degrees (2θ) with scan speed of 0.2 seconds/step and increments of 0.01 degree/step. Samples for XRD were prepared by drop casting 300 μL of a 7 mg/ml polymer solution in chloroform on to a (911) surface of a silicon wafer.
Field-effect transistors were fabricated using heavily doped silicon wafers as the common gate electrode with a 200 nm thermally oxidized SiO 2 layer as the gate dielectric.
Using conventional photolithography, gold source and drain electrodes were defined in a bottom contact device configuration with a channel width and length of 2500 µm and 10 µm, respectively. A 10 nm layer of titanium was used, acting as an adhesion layer for the gold on SiO 2 . The SiO 2 layer was exposed to the vapor of the primer hexamethyldisilazane for 60 min. prior to semiconductor deposition in order to passivate the surface of the dielectric. Polymer films were spun from a chloroform solution (4 mg/ml) at 1500 rpm for 30 s. Freshly prepared devices were annealed in a dynamic vacuum of 10 -5 mbar at 150 °C for 3 h to remove traces of the solvent. All electrical Aliquat 336 (0.5 mL), was added tetrakis(triphenylphosphine)palladium(0) (138 mg, 0.12 mmol). The mixture was stirred at 50 °C for 24 h and then up to 80 °C for another 24 h.
The resulting mixture was cooled to room temperature after which it was poured out in chloroform, washed by water and brine, and dried by evaporation. The resulting solid was subjected to column chromatography (silica, eluent heptane) and then crystallized from heptane at −20 °C to afford 1 (0.45 g, 53.3%). 160.68, 158.15, 158.13, 132.29, 132.26, 132.23, 127.63, 127.61, 12.59, 122.74, 122.70, 122.65, 121.68, 121.64, 121.58, 121.54, 119.86, 119.76, 119.69, 119.59, 119.51, 119.41 . (31.87 mg, 0.078 mmol) in H 2 O (0.5 mL) and toluene (3 mL) containing 2 M K 3 PO 4 , tris(dibenzylideneacetone)dipalladium(0) (2.16 mg, 2.4 µmol) and triphenylphosphine (2.52 mg, 9.6 µmol) were added. The mixture was stirred at 115 °C for 24 h, after which it was precipitated in methanol. The solids were filtered off, redissolved in 1,1,2,2-tetrachloroethane (TCE) (80 mL) at 140 °C and treated with 28% NH 3 solution in water (50 mL) at 80 °C for 1 h. The layers were separated and the organic layer was stirred with EDTA (100 mg) for 2 h, after which water (100 mL) was added and the liquids were stirred for 1 h. The layers were separated and the organic layer was reduced in volume by evaporating most of the TCE. The polymer was precipitated in acetone and filter through 
